Three new zinc complexes with monoamine-guanidine hybridligands have been prepared, characterized by X-ray crystallography and NMR spectroscopy, and tested in the solvent-free ring-opening polymerization of rac-lactide. Initially the ligands were synthesized from camphoric acid to obtain TMGca and DMEGca and then reacted with zinc(II) halides to form zinc complexes. All complexes have a distorted tetrahedral coordination. They were utilized as catalysts in the solvent-free polymerization of technical rac-lactide at 150 • C. Colorless polylactide (PLA) can be produced and after 2 h conversion up to 60% was reached. Furthermore, one zinc chlorido complex was tested with different qualities of lactide (technical and recrystallized) and with/without the addition of benzyl alcohol as a co-initiator. The kinetics were monitored by in situ FT-IR or 1 H NMR spectroscopy. All kinetic measurements show first-order behavior with respect to lactide. The influence of the chiral complexes on the stereocontrol of PLA was examined. Moreover, with MALDI-ToF measurements the end-group of the obtained polymer was determined. DFT and NBO calculations give further insight into the coordination properties. All in all, these systems are robust against impurities and water in the lactide monomer and show great catalytic activity in the ROP of lactide.
Introduction
Due to increasing environmental awareness, plastics based on petrochemical resources have to be replaced by plastics based on renewable raw materials. Nowadays several polymers, such as starch plastics, polyhydroxyalkanoate (PHA), cellulose acetate, and polylactide (PLA), can be used as an alternative to petrochemical-based plastics [1] [2] [3] [4] [5] . PLA has the greatest potential. Due to its resemblance to petrochemical polymers, PLA is utilized in the medical field, packaging, and microelectronics [5] [6] [7] [8] [9] . It is a biodegradable and biocompatible aliphatic polyester that can be produced from renewable raw materials such as corn and sugar beets [3, 4, [6] [7] [8] [9] [10] [11] [12] [13] [14] [15] [16] . PLA is produced by the ring-opening polymerization (ROP) of lactide, the dimer of lactic acid, using a metal-based catalyst system. For a broad application field, high molar masses, low dispersity values, and a control over the tacticity of the resulting PLA are key features [6] [7] [8] [9] 13] . The tacticity can be influenced by three parameters: polymer chain end, ligand chirality, and solvent [17] [18] [19] [20] [21] [22] [23] [24] [25] [26] [27] [28] . Most catalysts produce atactic or heterotactic PLA but with isotactic PLA
Results and Discussion

Zinc Halide Complexes
One new monoamine-hybridguanidine ligand 3-((1,3-dimethylimidazolidine-2-ylidene)amino)-1, 2,2-trimethylcyclopentane-1-amine (DMEGca) and the recently published ligand 2-(3-amino-2,2,3-trimethylcyclopentyl)-1,1,3,3-tetramethylguanidine (TMGca) [75] based on camphoric acid were prepared by the reaction of the corresponding Vilsmeier salt N,N -dimethylethylenechl oroformamidiniumchloride or N,N,N ,N -tetramethyl-chloroformamidiniumchloride with the diamine [76, 77] . First the (1R, 3S)-camphor-bisamine has to be generated on the basis of (1R, 3S)-camphor acid via a Curtius rearrangement [75] . The addition of one equivalent of Vilsmeier salt and the presence of trimethylamine leads to the monoamine-guanidine hybridligands L1 (TMGca) and L2 (DMEGca) [76, 77] (Figure 1 ).
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DMEGca, L2 Figure 1 . Overview of the utilized monoamine-guanidine hybridligands L1 [75] and L2.
The ligands were used in complex synthesis with anhydrous zinc chloride/bromide in dry THF to obtain crystals suitable for X-ray crystallography ( Figure 2 ). Three zinc halide complexes, C1 [Zn(TMGca)Cl2], C2 [Zn(DMEGca)Cl2], and C3 [Zn(DMEGca)Br2], were obtained. In all complex systems, two molecules are in the asymmetrical unit. Since both conformers show similar bond lengths and angles, only one was used for more precise examinations. In Table 1 the bond lengths and angles of these complexes are summarized. The zinc atom is fourfold coordinated by one primary amine, one guanidine moiety, and two halide atoms. Due to the different coordination strength, the bond lengths for Zn-Ngua (1.986(3), 2.013(4), 2.065(5) Å) are shorter than for Zn-Namine (2.053(3), 2.065(4), 2.041(5) Å). This trend can be seen in recent studies [69, 78] . The angle of ZnN2 is around 100° and the angle between the coordination planes {∡ (ZnX2, ZnN2)} is 80.3°-83.4°, in good agreement with the value expected for an ideal tetrahedral geometry of 90°. All complexes are tetrahedrally distorted coordinated, which can be shown by the structural parameter τ4. A value of 0 indicates a square-planar coordination, whereas a value close to 1 indicates a tetrahedral environment [79] . In all complexes the τ4-value is between 0.87 and 0.89. The delocalization of the guanidine double bond is best described by the structural parameter ρ [80] . A value of 1 shows a completely delocalization. The value could be determined by the ratio of the Cgua-Ngua bond length to the sum of the Cgua-Namine bond. For all complexes the value is 0.96/0.97, which shows moderate delocalization. The intraguanidine twist is defined as the angles between the planes of Ngua-Namine-Namine and Cgua-CamineCamine. In C1 the averaged angle lies in the region of 35.6°, whereas in C2 and C3 the value is 13.1° and 7.1°. In C2 and C3 the free rotation in the guanidine moiety is hindered, which leads to smaller angles [69] [70] [71] . All complexes were fully identified by NMR, IR spectroscopy, and MS measurements. They are stable under air and do not hydrolyze. The ligands were used in complex synthesis with anhydrous zinc chloride/bromide in dry THF to obtain crystals suitable for X-ray crystallography ( Figure 2 ). Three zinc halide complexes, C1 [Zn(TMGca)Cl 2 ], C2 [Zn(DMEGca)Cl 2 ], and C3 [Zn(DMEGca)Br 2 ], were obtained. In all complex systems, two molecules are in the asymmetrical unit. Since both conformers show similar bond lengths and angles, only one was used for more precise examinations. In Table 1 the bond lengths and angles of these complexes are summarized. The zinc atom is fourfold coordinated by one primary amine, one guanidine moiety, and two halide atoms. Due to the different coordination strength, the bond lengths for Zn-N gua (1.986(3), 2.013(4), 2.065(5) Å) are shorter than for Zn-N amine (2.053(3), 2.065(4), 2.041(5) Å). This trend can be seen in recent studies [69, 78] • , in good agreement with the value expected for an ideal tetrahedral geometry of 90 • . All complexes are tetrahedrally distorted coordinated, which can be shown by the structural parameter τ 4 . A value of 0 indicates a square-planar coordination, whereas a value close to 1 indicates a tetrahedral environment [79] . In all complexes the τ 4 -value is between 0.87 and 0.89. The delocalization of the guanidine double bond is best described by the structural parameter ρ [80] . A value of 1 shows a completely delocalization. The value could be determined by the ratio of the C gua -N gua bond length to the sum of the C gua -N amine bond. For all complexes the value is 0.96/0.97, which shows moderate delocalization. The intraguanidine twist is defined as the angles between the planes of N gua -N amine -N amine and C gua -C amine -C amine . In C1 the averaged angle lies in the region of 35.6 • , whereas in C2 and C3 the value is 13.1 • and 7.1 • . In C2 and C3 the free rotation in the guanidine moiety is hindered, which leads to smaller angles [69] [70] [71] . All complexes were fully identified by NMR, IR spectroscopy, and MS measurements. They are stable under air and do not hydrolyze. via a Curtius rearrangement [75] . The addition of one equivalent of Vilsmeier salt and the presence of trimethylamine leads to the monoamine-guanidine hybridligands L1 (TMGca) and L2 (DMEGca) [76, 77] (Figure 1 ).
The ligands were used in complex synthesis with anhydrous zinc chloride/bromide in dry THF to obtain crystals suitable for X-ray crystallography ( Figure 2 ). Three zinc halide complexes, C1 [Zn(TMGca)Cl2], C2 [Zn(DMEGca)Cl2], and C3 [Zn(DMEGca)Br2], were obtained. In all complex systems, two molecules are in the asymmetrical unit. Since both conformers show similar bond lengths and angles, only one was used for more precise examinations. In Table 1 the bond lengths and angles of these complexes are summarized. The zinc atom is fourfold coordinated by one primary amine, one guanidine moiety, and two halide atoms. Due to the different coordination strength, the bond lengths for Zn-Ngua (1.986(3), 2.013(4), 2.065(5) Å) are shorter than for Zn-Namine (2.053(3), 2.065(4), 2.041(5) Å). This trend can be seen in recent studies [69, 78] . The angle of ZnN2 is around 100° and the angle between the coordination planes {∡ (ZnX2, ZnN2)} is 80.3°-83.4°, in good agreement with the value expected for an ideal tetrahedral geometry of 90°. All complexes are tetrahedrally distorted coordinated, which can be shown by the structural parameter τ4. A value of 0 indicates a square-planar coordination, whereas a value close to 1 indicates a tetrahedral environment [79] . In all complexes the τ4-value is between 0.87 and 0.89. The delocalization of the guanidine double bond is best described by the structural parameter ρ [80] . A value of 1 shows a completely delocalization. The value could be determined by the ratio of the Cgua-Ngua bond length to the sum of the Cgua-Namine bond. For all complexes the value is 0.96/0.97, which shows moderate delocalization. The intraguanidine twist is defined as the angles between the planes of Ngua-Namine-Namine and Cgua-CamineCamine. In C1 the averaged angle lies in the region of 35.6°, whereas in C2 and C3 the value is 13.1° and 7.1°. In C2 and C3 the free rotation in the guanidine moiety is hindered, which leads to smaller angles [69] [70] [71] . All complexes were fully identified by NMR, IR spectroscopy, and MS measurements. They are stable under air and do not hydrolyze. with a = d(C gua -N gua ) and b and c = d(C gua -N amine ) [80] ; [c] The dihedral angles between the planes represented by N gua , N amine , N amine and C gua , C Alk , C Alk . Two twist angles for each guanidine moiety. Average value of dihedral angles.
Density Functional Theory Calculations
The electronic structures of the complexes can be modeled by DFT calculations to obtain more precise insights into the donor properties of the ligands. A benchmark of similar complexes was performed in earlier reports [69] . All studies were performed by DFT with the functional TPSSh [81] , def2-TZVP [82] as basis set, and empirical dispersion correction with Becke-Johnson damping GD3BJ [83] [84] [85] in the solvent acetonitrile (as SMD model). The results are shown in Table 2 . The bond lengths are predicted to be longer than the experimental values, although the relative trend is well reproduced. The bond angles and structural parameter τ 4 and ρ are in good agreement with the values obtained from the crystal structures. The DFT calculations show as well as before that the guanidine nitrogen atoms lead to shorter Zn-N gua bond lengths, which shows the stronger donor strength in comparison to the N amine atom. with a = d(C gua -N gua ) and b and c = d(C gua -N amine ) [80] ; [c] The dihedral angles between the planes represented by N gua , N amine , N amine and C gua , C Alk , C Alk . Two twist angles for each guanidine moiety. Average value of dihedral angles.
To get better insights into the donor-acceptor interactions of the complexes, NBO (natural population analysis) calculations were performed. The optimized structures obtained were used to calculate the charge transfer energies (by second-order perturbation theory) and the NBO charges [86] [87] [88] . Normally, these two sets of computed values allow an estimation of the relative donor strength [78] . The influence of the electronic effects can be reflected well by the NBO charges, but these do not represent absolute charges. In Table 3 the NBO charges on Zn, N amine , and N gua are depicted. The calculated charges on the zinc atoms lie in the range of 1.49-1.56 and the donating nitrogen atoms of the primary amines have very strong negative charges (−0.95), whereas the charges of the nitrogen atoms of the guanidine moiety are between (−0.76) and (−0.79). The N gua atom appears less basic than the N amine atoms. This is in contrast to previous studies, where the N gua donor is more basic and the stronger donor when compared to amine donors [69] . In all complexes, the Zn-N bonds were identified by NBO as covalent bonds; hence, no donor-acceptor interaction energies could be obtained. Together with the short Zn-N gua bonds, the picture seems mixed: guanidines are strong donors AND highly basic, but here, NBO predicts that amine will be more basic. Hence, in this case, the DFT analysis does not help elucidate the question of the donor strength. Further studies on amine-guanidine complexes are needed in the future. Table 3 . Natural charge on zinc, N gua , N amine , and halide atoms for complexes C1-C3.
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Polymerization Experiments
Initially, complexes C1-C3 were tested in the activity of the ring-opening polymerization of technical, unsublimed rac-lactide under bulk conditions without any co-initiator at 150 • C (polymerization method a, Scheme 1, Table 4 ). The use of technical lactide and the high temperatures should reflect the industrial relevant conditions [9] . The start of the measurement is when the lactide monomer was melted. With one chlorido complex, two more kinetic measurements at 140 • C under stirring (400 rpm) were carried out (polymerization method b and c) ( Table 4) . Benzyl alcohol was added to one polymerization to determine if it can open the ring of the lactide monomer and to see the impact on the molar masses (polymerization method c) ( Table 4 ). In recent reports [70] it could be shown that the quality of lactide (technical or recrystallized) has no major impact on the activity of the polymerization. As a result, in polymerization methods b and c different qualities of lactide are used (Table 4 ). More details for the individual measurements are shown below (Table 4) . After each measurement the conversion was determined by 1 H NMR or FT-IR spectroscopy and the molar mass and dispersity D have been measured by GPC (gel permeation chromatography). The reaction constant k app equals the slope of the linear fit of the semilogarithmic plot of the concentration against time. The technical lactide was stored at −33 • C in a glove box to guarantee the same conditions at every measurement. Every measurement has been performed at least twice. The Ngua atom appears less basic than the Namine atoms. This is in contrast to previous studies, where the Ngua donor is more basic and the stronger donor when compared to amine donors [69] . In all complexes, the Zn-N bonds were identified by NBO as covalent bonds; hence, no donor-acceptor interaction energies could be obtained. Together with the short Zn-Ngua bonds, the picture seems mixed: guanidines are strong donors AND highly basic, but here, NBO predicts that amine will be more basic. Hence, in this case, the DFT analysis does not help elucidate the question of the donor strength. Further studies on amine-guanidine complexes are needed in the future. 
Initially, complexes C1-C3 were tested in the activity of the ring-opening polymerization of technical, unsublimed rac-lactide under bulk conditions without any co-initiator at 150 °C (polymerization method a, Scheme 1, Table 4 ). The use of technical lactide and the high temperatures should reflect the industrial relevant conditions [9] . The start of the measurement is when the lactide monomer was melted. With one chlorido complex, two more kinetic measurements at 140 °C under stirring (400 rpm) were carried out (polymerization method b and c) ( Table 4) . Benzyl alcohol was added to one polymerization to determine if it can open the ring of the lactide monomer and to see the impact on the molar masses (polymerization method c) ( Table 4 ). In recent reports [70] it could be shown that the quality of lactide (technical or recrystallized) has no major impact on the activity of the polymerization. As a result, in polymerization methods b and c different qualities of lactide are used (Table 4) . More details for the individual measurements are shown below (Table 4) . After each measurement the conversion was determined by 1 H NMR or FT-IR spectroscopy and the molar mass and dispersity D have been measured by GPC (gel permeation chromatography). The reaction constant kapp equals the slope of the linear fit of the semilogarithmic plot of the concentration against time. The technical lactide was stored at −33 °C in a glove box to guarantee the same conditions at every measurement. Every measurement has been performed at least twice. Polymerization method a has been conducted in an oven at 150 °C. First 180-200 mg of finely crushed monomer:catalyst (500:1) were weighed in a 2-mL reaction vessel and sealed under nitrogen. Polymerization method a has been conducted in an oven at 150 • C. First 180-200 mg of finely crushed monomer:catalyst (500:1) were weighed in a 2-mL reaction vessel and sealed under nitrogen. The reaction time was up to 6 h. Figure 3 shows the first-order controlled polymerization catalyzed by the zinc halide complexes C1-C3. All complexes show high activity at k app = (7.3-12.8) × 10 −5 s −1 . Complex C3 with bromide as halide showed the fastest reactivity for the ROP of lactide (k app = 12.8 × 10 −5 s −1 ) (Figure 3 and Table 5 ). After 2 h a conversion of more than 50% can be reached. It has to be noted that the conversion for C1 and C3 seems very similar after 2 h, which is related to the non-zero intercept of the kinetics for C1. This intercept may be due to initiation by additional water molecules from the technical lactide. The bridging unit in the guanidine group has no influence on the polymerization activity. All in all, all three catalysts polymerize in the similar range of k app . They show similar reaction times. The obtained colorless polymers have a chain length between 5000 and 20,000 g/mol, which is shorter than the calculated molar masses. The use of technical lactide leads to more short chains due to the residual water and other impurities, which leads to chain transfer reactions. Also, intra-and intermolecular transesterification events lead to shorter chains than expected [4] . The reaction time was up to 6 h. Figure 3 shows the first-order controlled polymerization catalyzed by the zinc halide complexes C1-C3. All complexes show high activity at kapp = (7.3-12.8) × 10 −5 s −1 .
Complex C3 with bromide as halide showed the fastest reactivity for the ROP of lactide (kapp = 12.8 × 10 −5 s −1 ) (Figure 3 , Table 5 ). After 2 h a conversion of more than 50% can be reached. It has to be noted that the conversion for C1 and C3 seems very similar after 2 h, which is related to the non-zero intercept of the kinetics for C1. This intercept may be due to initiation by additional water molecules from the technical lactide. The bridging unit in the guanidine group has no influence on the polymerization activity. All in all, all three catalysts polymerize in the similar range of kapp. They show similar reaction times. The obtained colorless polymers have a chain length between 5000 and 20,000 g/mol, which is shorter than the calculated molar masses. The use of technical lactide leads to more short chains due to the residual water and other impurities, which leads to chain transfer reactions. Also, intra-and intermolecular transesterification events lead to shorter chains than expected [4] . To check the impact of the chirality of the complexes on the tacticity of the polymer, homonuclear decoupled 1 H NMR spectra were measured for the resulting polymers [31, 33] . The probability value of the heterotactic enchainment Pr is between 0.54 and 0.58 for all complexes, which shows an atactic polymer with a very slight heterotactic bias (Table 5) . One reason why the chiral complexes have no influence on the stereocontrol of the polymerization is that the stereo information is not transferred to the polymer due to a lack of steric encumbrance at high temperatures. Moreover, with C2 further investigations were performed in an oil bath (polymerization method b) and in a jacketed vessel (polymerization method c). The reason why we have chosen C2 for more Determined from the slope of the plots of ln(1/(1 − C)) versus time; [b] Determined by integration of the methine region of the 1 H NMR spectrum; [c] Determined by gel permeation chromatography (GPC) in THF using a viscosimetry detector; [d] Probability of racemic enchainment calculated by analysis of the homonuclear decoupled 1 H NMR spectra [31, 33] .
To check the impact of the chirality of the complexes on the tacticity of the polymer, homonuclear decoupled 1 H NMR spectra were measured for the resulting polymers [31, 33] . The probability value of the heterotactic enchainment P r is between 0.54 and 0.58 for all complexes, which shows an atactic polymer with a very slight heterotactic bias (Table 5) . One reason why the chiral complexes have no influence on the stereocontrol of the polymerization is that the stereo information is not transferred to the polymer due to a lack of steric encumbrance at high temperatures.
Moreover, with C2 further investigations were performed in an oil bath (polymerization method b) and in a jacketed vessel (polymerization method c). The reason why we have chosen C2 for more investigations is that all catalysts show similar reaction constants in polymerization and a higher yield can be obtained for C2 (which is important for industrial use). The ratio was 1000:1 (polymerization method b) and 1000:1:10 (BzOH) (polymerization method c) to determine the impact of the addition of benzyl alcohol on the polymerization activity. The reaction temperature was 140 • C, stirring speed 400 rpm, and in polymerization method c an IR spectra was recorded every 5 min. The final reaction time in b was 13 h and in c 7 h. In polymerization method b technical lactide was used and in polymerization method c recrystallized lactide was used. In a recently published study it was shown that the quality of recrystallized vs. technical lactide makes no difference for our systems [70] . The conversion in polymerization method b was determined via 1 H NMR spectroscopy and in polymerization method c with FT-IR spectroscopy. Here, the area between 1260 cm −1 and 1160 cm −1 shows the C-O-C stretch of the lactide monomer and the C-O-C asymmetric vibrations in the polymer chain of the polylactide (Figure 4 ) [89] . After integration over these two regions, the conversion can be determined. In the recent study we could show that the two different setups (oil bath: conversion determined by 1 H NMR spectroscopy (polymerization method b) or jacketed vessel: conversion determined by FT-IR spectroscopy (polymerization method c) make no difference to the polymerization activity and reaction constant [70] . investigations is that all catalysts show similar reaction constants in polymerization and a higher yield can be obtained for C2 (which is important for industrial use). The ratio was 1000:1 (polymerization method b) and 1000:1:10 (BzOH) (polymerization method c) to determine the impact of the addition of benzyl alcohol on the polymerization activity. The reaction temperature was 140 °C, stirring speed 400 rpm, and in polymerization method c an IR spectra was recorded every 5 min. The final reaction time in b was 13 h and in c 7 h. In polymerization method b technical lactide was used and in polymerization method c recrystallized lactide was used. In a recently published study it was shown that the quality of recrystallized vs. technical lactide makes no difference for our systems [70] . The conversion in polymerization method b was determined via 1 H NMR spectroscopy and in polymerization method c with FT-IR spectroscopy. Here, the area between 1260 cm −1 and 1160 cm −1 shows the C-O-C stretch of the lactide monomer and the C-O-C asymmetric vibrations in the polymer chain of the polylactide (Figure 4 ) [89] . After integration over these two regions, the conversion can be determined. In the recent study we could show that the two different setups (oil bath: conversion determined by 1 H NMR spectroscopy (polymerization method b) or jacketed vessel: conversion determined by FT-IR spectroscopy (polymerization method c) make no difference to the polymerization activity and reaction constant [70] . The polymerization with benzyl alcohol is more than three times faster than without (Table 6, Figure 5 ). After 7 h a conversion, determined by 1 H NMR spectroscopy up to 65% in polymerization method c can be obtained, whereas in polymerization method b after 13 h only 66% can be determined. The molar masses were determined after 7 h (polymerization method c, Mn = 8000 g/mol) and are in good accordance with the theoretical ones (9400 g/mol). The dispersity of 1.15 shows excellent control for polymerization method c. Kinetic investigations for polymerization method b show it does not pass through the origin. The reason could be the additional initiating systems (e.g., water and impurities in the lactide monomer), which lead to faster polymerization in the beginning. The molar masses in polymerization method b of 56,000 g/mol are too low (expected Mn = 91,000 g/mol). One reason could be the additional water residues in the technical lactide monomer. Presumably the recrystallized lactide still has some water residues. The Đ value of 1.57 shows good reaction control.
To obtain some insight into the mechanism of the polymerization, end-group analyses were performed with MALDI-ToF measurements. The MALDI-ToF measurements for the polymerization The polymerization with benzyl alcohol is more than three times faster than without (Table 6 and Figure 5 ). After 7 h a conversion, determined by 1 H NMR spectroscopy up to 65% in polymerization method c can be obtained, whereas in polymerization method b after 13 h only 66% can be determined. The molar masses were determined after 7 h (polymerization method c, M n = 8000 g/mol) and are in good accordance with the theoretical ones (9400 g/mol). The dispersity of 1.15 shows excellent control for polymerization method c. Kinetic investigations for polymerization method b show it does not pass through the origin. The reason could be the additional initiating systems (e.g., water and impurities in the lactide monomer), which lead to faster polymerization in the beginning. The molar masses in polymerization method b of 56,000 g/mol are too low (expected M n = 91,000 g/mol). One reason could be the additional water residues in the technical lactide monomer. Presumably the recrystallized lactide still has some water residues. The Đ value of 1.57 shows good reaction control.
To obtain some insight into the mechanism of the polymerization, end-group analyses were performed with MALDI-ToF measurements. The MALDI-ToF measurements for the polymerization with the co-initiator benzyl alcohol reveal benzyl alcohol at the end of the chain. It can be shown that in polymerization c a low degree of transesterification is obtained. Ethoxy and OH − are the end group of the polymerization without benzyl alcohol. The ethoxy end group stems from the precipitation of the polymer in ethanol and the water residue is due to the technical lactide monomer (see Figures S1  and S2 ). The exact mechanism of these complex systems is not yet known. The complexes do not act as a single-site catalyst since they cannot open the lactide monomer themselves. As initiating systems, a co-initiator, which can be benzyl alcohol or water, has the task of starting the polymerization catalyzed by the zinc guanidine complexes. In comparison to other zinc N,N-guanidine complexes, these systems show by far the highest activity in polymerization [65, 69, 70, 72] . N gua ,O zinc chlorido complexes show the same reaction constants but yield polymers with molar masses, in good accordance with the theoretical ones, which demonstrates excellent reaction control [71] . with the co-initiator benzyl alcohol reveal benzyl alcohol at the end of the chain. It can be shown that in polymerization c a low degree of transesterification is obtained. Ethoxy and OH − are the end group of the polymerization without benzyl alcohol. The ethoxy end group stems from the precipitation of the polymer in ethanol and the water residue is due to the technical lactide monomer (see Figures S1  and S2 ). The exact mechanism of these complex systems is not yet known. The complexes do not act as a single-site catalyst since they cannot open the lactide monomer themselves. As initiating systems, a co-initiator, which can be benzyl alcohol or water, has the task of starting the polymerization catalyzed by the zinc guanidine complexes. In comparison to other zinc N,N-guanidine complexes, these systems show by far the highest activity in polymerization [65, 69, 70, 72] . Ngua,O zinc chlorido complexes show the same reaction constants but yield polymers with molar masses, in good accordance with the theoretical ones, which demonstrates excellent reaction control [71] . 
Materials and Methods
All steps were performed under nitrogen (99.996%) dried with P4O10 granulate using Schlenk techniques. Solvents were purified according to literature procedures and also kept under nitrogen [90] . All chemicals were purchased from Sigma-Aldrich GmbH (Taufkirchen, Germany), TCI GmbH (Eschborn, Germany) and ABCR GmbH (Karlsruhe, Germany) and were used as received without further purification. D,L-lactide (Total Corbion) was stored at −33 °C under an inert atmosphere in a glove box. The precursors of the ligands TMGca and DMEGca were synthesized from (1R, 3S)-(+)-camphoric acid [75] . Ligand L1 was synthesized according to the literature [75] . N,N′-dimethylethylenechloroformamidinium chloride (DMEG-VS) and N,N,N′,N′-tetramethylchloroformamidinium chloride (TMG-VS) were synthesized as described in the literature 
All steps were performed under nitrogen (99.996%) dried with P 4 O 10 granulate using Schlenk techniques. Solvents were purified according to literature procedures and also kept under nitrogen [90] . All chemicals were purchased from Sigma-Aldrich GmbH (Taufkirchen, Germany), TCI GmbH (Eschborn, Germany) and ABCR GmbH (Karlsruhe, Germany) and were used as received without further purification. D,L-lactide (Total Corbion) was stored at −33 • C under an inert atmosphere in a glove box. The precursors of the ligands TMGca and DMEGca were synthesized from (1R, 3S)-(+)-camphoric acid [75] . Ligand L1 was synthesized according to the literature [75] . N,N -dimethylethylenechloroformamidinium chloride (DMEG-VS) and N,N,N ,N -tetramethylchloroformamidinium chloride (TMG-VS) were synthesized as described in the literature [76, 77] .
Physical Methods
For L2 mass spectrum was obtained with a ThermoFisher Scientific Finnigan MAT 95 mass spectrometer (Waltham, MA, USA) for HR-EI and for C1-C3 a ThermoFisher Scientific LTQ-Orbitrap XLSpectrometer for HR-ESI. The tube lens voltage lay between 100 and 130 V.
FT-IR spectra were measured with a Thermo Scientific Nicolet Avatar 380 spectrometer as KBr pellets (C1-C3) or as film between NaCl plates (L2).
NMR spectra were recorded on the following spectrometers: Bruker (Karlsruhe, Germany) Avance II (400 MHz) or Bruker Avance III (400 MHz) (L2, C1-C3) . The NMR signals were calibrated to the residual signals of the deuterated solvent (δ H (CDCl 3 ) = 7.26 ppm).
MALDI-ToF mass spectra were determined on a Bruker Autoflex speed instrument using DCTB (trans-2-[3-(4-tert-Butylphenyl)-2-methyl-2-propenylidene]malonitrile) as matrix and ionized with sodium trifluoroacetate. Spectra were measured in reflector-positive mode.
Gel Permeation Chromatography (GPC): The average molar masses and the mass distributions of the obtained polylactide samples of polymerization a,b were determined by gel permeation chromatography (GPC) in THF as mobile phase at a flow rate of 1 mL/min at 35 • C. The utilized GPCmax VE-2001 from Viscotek (Waghausel-Kirrlach, Germany) is a combination of an HPLC pump, two Malvern Viscotek T columns (porous styrene divinylbenzene copolymer) with a maximum pore size of 500-5000 Å, a refractive indaex detector (VE-3580), and a viscometer (Viscotek 270 Dual Detector). Universal calibration was applied to evaluate the chromatographic results. GPC analysis of polymerization c was carried out on an Agilent 1260 GPC/SEC MDS (Santa Clara, CA, USA) equipped with two PL MixedD 300 × 7.5 mm columns and a guard column, all heated to 35 • C. THF was used as eluent at a flow rate of 1 mL/min. A refractive index (RI) detector was used and this was maintained at 35 • C and referenced to 11 narrow polystyrene standards.
X-ray Analyses
The single crystal diffraction data for C1-C3 are presented in Table 7 . These data were collected on a Bruker D8 goniometer with APEX CCD detector. An Incoatec microsource with Mo-Kα radiation (λ = 0.71073 Å) was used and temperature control was achieved with an Oxford Cryostream 700. Crystals were mounted with grease on glass fibers and data were collected at 100 K in ω-scan mode. Data were integrated with SAINT [91] and corrected for absorption by multi-scan methods with SADABS [92] . The structure was solved by direct and conventional Fourier methods and all non-hydrogen atoms were refined anisotropically with full-matrix least-squares based on F 2 (XPREP [93] , SHELXS [94] and ShelXle [95] ). Hydrogen atoms were derived from difference Fourier maps and placed at idealized positions, riding on their parent C atoms, with isotropic displacement parameters Uiso(H) = 1.2Ueq(C) and 1.5Ueq(C methyl). All methyl groups were allowed to rotate but not to tip. Full crystallographic data (excluding structure factors) have been deposited with the Cambridge Crystallographic Data Centre as supplementary no. CCDC-1579451 for C1, CCDC-1579452 for C2 and CCDC-1579453 for C3. Copies of the data can be obtained free of charge on application to CCDC, 12 Union Road, Cambridge CB2 1EZ, UK (fax: (+44)-1223-336-033; e-mail: deposit@ccdc.cam.ac.uk).
Important crystallographic information on C1-C3 is shown in Table 7 . 
Computational Details
Density functional theory (DFT) calculations were performed with the program suite Gaussian 09 rev. E.01 [96] . The starting geometries for all complexes were generated from the molecular structures from the X-ray crystallography data. The Gaussian 09 calculations are performed with the nonlocal hybrid meta GGA TPSSh functional [83] [84] [85] and with the Ahlrichs type basis set def2-TZVP [82] . As solvent model, we used the SMD Model (SMD, acetonitrile) [97] as implemented in Gaussian 09. As empirical dispersion correction, we used the D3 dispersion with Becke-Johnson damping, as implemented in Gaussian, Revision E.01 [84, 85] . For TPSSh, the values of the original paper have been substituted by the corrected values kindly provided by S. Grimme as private communication [83] . NBO calculations were accomplished using the program suite NBO 6.0 [86] [87] [88] . Some of these calculations have been performed within the MoSGrid environment [98] [99] [100] .
Polymerization
All polymerizations were reproduced at least twice. For polymerization a, the reaction vessels were prepared in a glove box and the technical lactide was stored at −33 • C in a glove box. The lactide and the catalyst (500:1) were weighed separately and homogenized in an agate mortar. The reaction mixture was placed in 10 reaction vessels (180-200 mg), tightly sealed and heated at 150 • C outside the glove box. The same applies for polymerization b. The ratio was 1000:1. In seven Young flasks 0.5 g of the mixture was added. The tubes, containing a stirring bar (stirring speed = 400 rpm), were heated in an oil bath to 140 • C. The polymerization started with the melting point. After stopping the reaction under cool water the conversion was determined by dissolving the sample in 1-2 mL DCM and a 1 H NMR spectrum was taken. The PLA was precipitated in ethanol (150 mL) and dried at 50 • C.
Polymerization kinetics followed by FT-IR spectroscopy (polymerization c) were measured with a Bruker Matrix-MF FT-IR spectrometer equipped with a diamond ATR probe (IN350 T) suitable for Mid-IR in situ reaction monitoring. The kinetics were carried out in a jacketed vessel under Argon counterflow and stirring conditions (mechanical stirring system 400 rpm), and the vessel was connected to a Huber Petite Fleur-NR circulation thermostat to keep the temperature constant (adjusted temperature: 150 • C; reaction temperature: 140 • C). After heating the recrystallized rac-lactide (0.14 mol) to 140 • C, a background spectrum was recorded before the IR probe was placed in the lactide melt. Subsequently the catalyst (1.39 × 10 −4 mol) and the benzyl alcohol (1.39 × 10 −3 mol) were added under argon to the lactide melt. A measurement was recorded every five minutes to see the decrease of the C-O-C lactide monomer peak against the increase of the C-O-C asymmetric vibrations of the polylactide in the IR spectrum [89] . The evaluating software was OPUS (Bruker Optik GmbH 2014).
General Synthesis of Bisguanidine Ligands with Chloroformamidinium Chlorides
The corresponding primary diamine (4.26 g, 30 mmol) and triethylamine (3.03 g, 30 mmol) were dissolved in acetonitrile (60 mL). After the addition of a solution of the Vilsmeier salt (30 mmol) in acetonitrile (60 mL) dropwise at 0 • C, the reaction mixture was stirred at reflux overnight. The reaction was cooled down and NaOH (1.20 g, 30 mmol) was added. The solvent and NEt 3 were evaporated under a vacuum. To complete the deprotonation of the guanidine unit, KOH (20 mL, 50 wt %) was added and the guanidine ligand was extracted with acetonitrile (3 × 50 mL). The collected organic layers were dried with Na 2 SO 4 and activated carbon and the solvent was evaporated under reduced pressure [76, 77] . Ligand L1 was synthesized according to the literature [75] . Ligand L2 is shown in Scheme 2. vibrations of the polylactide in the IR spectrum [89] . The evaluating software was OPUS (Bruker Optik GmbH 2014).
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General Synthesis of Zinc Halide Complexes with Guanidine Ligands
A solution of zinc halide (1 mmol) was dissolved in 2 mL dry THF and a solution of dissolved ligand (1.2 mmol in 2 mL THF) was added to the metal salt solution. Crystals could be obtained by slowly diffusion of diethyl ether. Complex C1 is shown in Scheme 3, C2 in Scheme 4 and C3 in Scheme 5. Amino-2,2,3-trimethylcyclopentyl)-1,1,3 
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Conclusions
Two different monoamine-guanidine hybrid ligands have been synthesized and with zinc halides three new chiral complexes were obtained. The obtained crystals were fully characterized by X-ray diffraction, NMR, IR spectroscopy, and mass spectrometry. DFT calculations were performed and are in good accordance with the solid state structures, whereas the NBO analysis showed a larger negative charge than the guanidine nitrogen atom. In the solvent-free polymerization of technical raclactide, the robust and chiral complexes show great activity and produce colorless polymers at 150 °C. One selected complex was tested with the addition of a co-initiator and recrystallized lactide to determine the impact of the co-initiator. We used two different setups: in the polymerization of technical lactide we used Young tubes in an oil bath (conversion determined via 1 H NMR spectroscopy) and in the polymerization with recrystallized lactide and benzyl alcohol we used a jacketed vessel and the conversion was determined via FT-IR spectroscopy. The reaction with benzyl alcohol is several times faster than without. End-group analysis via MALDI-ToF measurements showed that the co-initiator has opened the lactide monomer and leads to only a small degree of transesterifications. All complexes show high stability, are robust, and generate colorless polymers. In comparison to other zinc N,N-guanidine complexes, these systems show by far the highest activity in polymerization. They provide an excellent, sustainable alternative to the conventionally used catalyst, tin octanoate. 
